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Abstract 

(57)[S3fi] 
[SSI 


(57) [Abstract] 

[Problems to be Solved by the Invention] 

bottom electrode and barrier layer offer formation method of 
ferroelectric film which can beformed in oxidative 
atmosphere of low temperature of extent which oxidation is 
notdone and manufacturing method of semiconductor device 
which uses its ferroelectric film. 

[Means to Solve the Problems] 

ferroelectric film which consists of metal oxide on substrate42 
with chemical vapor deposition method which uses oxidant 
which includes metal starting material and 
N<sub>2</sub>Ogas and the 0<sub>2</sub>gas, is formed. 



Claims 


[Claim(s)] 
[Claim l] 

ferroelectric film which consists of metal oxide on substrate 
with chemical vapor deposition method which uses oxidant 
which includes metal starting material and 
N<sub>2</sub>Ogas and the 0<sub>2</sub>gas, is formed 
manufacturing method* of ferroelectric film which is made 
feature 
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[Claim 2] 

In manufacturing method of ferroelectric membrane which is 
stated in Claim l, 

BST film, ST film, or aforementioned ferroelectric film which 
consists of these laminated film isformed formation method* 
of ferroelectric film which is made feature 

[Claim 3] 

In formation method of ferroelectric membrane which is 
stated in Claim 2, 

formation method* of ferroelectric film to which 
aforementioned metal starting material includes the Ba 
(DPM ) <sub>2<sub>tetraglym<sub>2</sub>, Sr (DPM ) 
<sub>2</sub>tetraglym<sub>2</sub>, or Ti (O-IPr ) 
<sub>2</sub> (DPM ) <sub>2</sub> and makes feature 

[Claim 4] 

In formation method of ferroelectric film of Claims I through 
3, 

As for aforementioned oxidant, flow of aforementioned 
N<sub>2</sub>Ogas for sum total of flow of aforementioned 
N<sub>2</sub>Ogas and the flow of aforementioned 
0<sub>2</sub>gas, is under 75% or more, 97% and 
formation method* of ferroelectric film which is made feature 

[Claim 5] 

In formation method of ferroelectric film which is stated in 
any one claim of Claims l through 4, 

Aforementioned ferroelectric film is formed with temperature 
of theaforementioned substrate as under 440 deg C or greater, 
500 deg C formation method* of ferroelectric film which is 
made feature 

[Claim 6] 

In formation method of ferroelectric film which is stated in 
any one claim of Claims l through 5, 

Aforementioned ferroelectric film is formed with film 
formation pressure as 0.3 Torr or more, lTorr or less the 
formation method* of ferroelectric film which is made feature 

[Claim 7] 

step* which forms bottom electrode on substrate 

On aforementioned bottom electrode, step* which forms 
ferroelectric film whichconsists of metal oxide with chemical 
vapor deposition method which uses oxidant whichincludes 
metal starting material and N<sub>2</sub>Ogas and 
0<sub>2</sub>gas 

manufacturing method* of semiconductor device which 
possesses step which forms counterelectrode on 
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aforementioned ferroelectric membrane and makes feature 

[Description of the Invention] 
[0001] 

[Technological Field of Invention] 

this invention relates to formation method of ferroelectric 
film, and manufacturing method of the semiconductor device 
regards formation method of ferroelectric film which can be 
formed with theespecially low temperature and manufacturing 
method of semiconductor device. 

[0002] 

[Prior Art] 

Recently, there are marked ones in integration of DRAM or 
other semiconductor device, but the integration of 
semiconductor device on that is sought, narrowing of 
capacitor of the DRAM is sought attendant upon that. 

But, when capacitor of DRAM narrowing is done simply, 
because the capacity of capacitor becomes small, dielectric 
constant of dielectric film of capacitor is sought improves . 

[0003] 

Until recently, silicon oxide film of for example dielectric 
constant3.8 and silicon nitride film of dielectric constant7 
wereused as dielectric film of capacitor, improvement of 
dielectric constant on that issought, but attendant upon 
integration of semiconductor device. 

Then, [Ba<sub>X</sub>,Sr<sub> (I -X ) </sub> ] 
TiO<sub>3</sub>fiIm (Below, you call BST film ) or other 
oxide ferroelectric film (Regarding this specification, on 
convention, including ferroelectric film and ferroelectric 
film, we express as ferroelectric film. ) which quite possesses 
high dielectric constant as dielectric film which is substituted 
to conventional silicon oxide film and silicon nitride film, 
isobserved. 

It is something which shows high dielectric constant where 
BST film has the crystal structure of perovskite type, several 
hundred-several thousand (bulk value) with says with 
crystallization. 

[0004] 

[Problems to be Solved by the Invention] 

But, as for BST film or other ferroelectric film, in order that 
crystal structure of perovskite structure isactualized, because 
it is necessary to form in oxidative atmosphere of high 
temperature,bottom electrode and barrier layer of capacitor do 
oxidation, is , the consequently bottom electrode and barrier 
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layer exfoliate, contact resistance rises, was. 
[0005] 

In order to prevent oxidation of bottom electrode and barrier 
layer, BST film isformed is thought with low temperature, but 
when bottom electrode and the barrier layer form BST film 
with low temperature of extent which oxidation isnot done, 
not be able to acquire BST film of perovskite structure, it 
could notacquire satisfactory electrical property. 

As for objective of this invention, bottom electrode and 
barrier layer are to offer formation method of ferroelectric 
film which can be formed in oxidative atmosphere of low 
temperature of extent which oxidation is not done and 
manufacturing method of semiconductor device which uses 
its ferroelectric film. 

[0006] 

[Means to Solve the Problems] 

Above-mentioned objective is achieved ferroelectric film 
which consists of the metal oxide on substrate with chemical 
vapor deposition method which uses oxidant which includes 
metal starting material and N<sub>2</sub>Ogas and 
0<sub>2</sub>gas, is formed by manufacturing method of 
the ferroelectric film which is made feature. 

Because of this, because ferroelectric film is formed making 
use of oxidant which includes N<sub>2</sub>Ogas and 
0<sub>2</sub>gas, substrate forms ferroelectric film with 
temperature where extent which oxidation is not done is low 
to be possible, in addition, ferroelectric film can be formed 
with thesatisfactory coverage. 

[0007] 

In addition, BST film, ST film, or forms aforementioned 
ferroelectric film whichconsists of these laminated film in 
manufacturing method of above-mentioned ferroelectric film, 
is desirable. 

In addition, aforementioned metal starting material includes 
Ba (DPM ) <sub>2</sub>tetraglym<sub>2</sub>, Sr 
(DPM )<sub>2</sub>tetraglym<sub>2</sub>, or Ti (O-IPr ) 
<sub>2</sub> (DPM ) <sub>2</sub>, in formation method 
of theabove-mentioned ferroelectric film, it is desirable . 

[0008] 

In addition, as for aforementioned oxidant, flow of 
theaforementioned N<sub>2</sub>Ogas for sum total of flow 
of theaforementioned N<sub>2</sub>Ogas and flow of 
aforementioned 0<sub>2</sub>gas, isunder 75% or more, 
97% in formation method of above-mentioned ferroelectric 
film, it isdesirable . 
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Because of this, because flow of N<sub>2</sub>Ogas and 
flow of the N<sub>2</sub>Ogas for sum total of flow of 
0<sub>2</sub>gas, are designated asunder 75% or more, 
97%, substrate forms ferroelectric film with temperature 
where the extent which oxidation is not done is low to be 
possible, inaddition, ferroelectric film can be formed with 
satisfactory coverage. 

[0009] 

In addition, forms aforementioned ferroelectric film in 
formation method of theabove-mentioned ferroelectric film, 
with temperature of aforementioned substrate asunder 440 
deg C or greater, 500 deg C is desirable. 

Because of this, because temperature of substrate is 
designated as under440 deg C or greater, 500 deg C, substrate 
can form ferroelectric film with temperature where extent 
which oxidation is not done is low. 

In addition, forms aforementioned ferroelectric film in 
formation method of theabove-mentioned ferroelectric film, 
with film formation pressure as 0.3 Torr or more, ITorr or 
less isdesirable. 

[0010] 

In addition, it is achieved by manufacturing method of 
semiconductor device where theabove-mentioned objective 
on step* aforementioned bottom electrode which forms 
bottom electrode on substrate, has step which forms 
counterelectrode on the step* aforementioned ferroelectric 
film which forms ferroelectric film which consists of the 
metal oxide with chemical vapor deposition method which 
uses oxidant which includes metal starting material and 
N<sub>2</sub>Ogas and 0<sub>2</sub>gas, and makes 
feature. 

Because of this, because ferroelectric film is formed making 
use of oxidant which includes N<sub>2</sub>Ogas and 
0<sub>2</sub>gas, bottom electrode forms ferroelectric film 
with temperature where extent which oxidation is not done is 
low to be possible, in addition, ferroelectric film can be 
formed with thesatis factory coverage. 

Therefore, semiconductor device which possesses capacitor 
which possesses thesatisfactory electrical property can be 
offered. 

[0011] 

[Embodiment of the Invention] 

You explain with one embodiment of this invention 
concerning formation method of the ferroelectric film 
preceding, when forming ferroelectric film first, with this 
embodiment,concerning CVD (Chemical Vapor deposition, 
chemical vapor deposition ) device of solution evaporation 
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type which isused you explain making use of Figure 1. 
[0012] 

Figure 1, with conceptual diagram which shows CVD device 
of solution evaporationtype, configuration has been done 
liquid raw material supply devicelO and liquid starting 
material in order tosupply starting material mainly, by film 
forming chamber36 which forms vaporizer24 and the 
ferroelectric film which evaporate. 

In liquid raw material supply devicelO, starting material 
containerl4 where solution which melted Sr 
(DPM )<sub>2</sub>tetraglym<sub>2</sub> which is a 
starting material of starting material container 12 and Sr 
(strontium ) where liquid which melted Ba (DPM ) 
<sub>2</sub>tetraglym<sub>2</sub> which is a starting 
material of Ba (barium ) of for exampleBST film in butyl 
acetate is enclosed in butyl acetate is enclosed and, starting 
material container^ where solution which melted Ti (O-IPr ) 
<sub>2</sub> (DPM ) <sub>2</sub> which is a starting 
material of Ti (titanium ) in butyl acetate is enclosed is 
provided. 

[0013] 

N<sub>2</sub>gas supply pipe 18 is connected by these 
starting material vessel 12, 14, 16, is designed in such a way 
thatit can introduce liquid starting material into pipe 19 by- 
pressing liquid surface of the liquid starting material with 
N<sub>2</sub>gas. 

Respective pipe 19 is connected by mixer21, is designed in 
such away that liquid starting material is mixed at desired 
ratio by mixer21. 

mixer through pipe20, is connected by liquid pump22, liquid 
starting material which is mixed by mixer2I is designed in 
such a way that it can beintroduced into vaporizer24 due to 
liquid pump22. 

[0014] 

vaporizer24 with those in order to evaporate, has been heated 
liquid starting material to predetermined temperature by 
heater28. 

From carrier gas supply pipe26, Argas which becomes carrier 
of starting material whichevaporates is supplied inside 
vaporizer24. 

porous metal plate30 in order to evaporate has been provided 
liquid starting material which ispassed in interior of 
vaporizer24. 

Furthermore, pipe32 in order to prevent fact that starting 
material which evaporates precipitates is designed in such a 
way that it can bekept in predetermined temperature with 

1 *■ — O/l 
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heater34. 

variable valve29 because pressure of vaporizer is maintained 
uniformly isprovided in pipe32. 

[0015] 

pipe32 in order to supply starting material gas which 
evaporates by vaporizer24 and oxidizing gas supply pipe38 
which supplies oxidizing gas are connected to film forming 
chamber36. 

this embodiment is a main feature in setting flow of 
0<sub>2</sub>gas and theratio of flow of 
N<sub>2</sub>Ogas for sum total of flow of the 
N<sub>2</sub>Ogas appropriately making use of 
0<sub>2</sub>gas and N<sub>2</sub>Ogas as the oxidizing 
gas, but concerning this we mention later. 

[0016] 

susceptor44 in order to mount shower head40 in order to 
supply to uniform inside film forming chamber36 and 
substrate42 which does film formation has been provided gas 
which is introduced inside film forming chamber36. 

heater (not shown ) which heats substrate42 to case of film 
formation isprovided in susceptor44. 

In addition, vacuum pump (not shown ) is connected by film 
forming chamber36, is designed insuch a way that vacuum it 
is possible film forming chamber3 6 interior. 

[0017] 

Next, you explain with this embodiment making use of Figure 
1 concerning formation method of ferroelectric membrane. 

First, substrate42 is mounted on susceptor44 inside film 
forming chamber36. 

Next, pressure inside film forming chamber36 vacuum is 
done by doing exhaust. 

Next, liquid surface of liquid starting material inside starting 
material vessel 1 2, 14, 16 is pressed by introducing 
N<sub>2</sub>gas into starting material vessel 12, 14, 16 
from N<sub>2</sub>gas supply pipel8„ liquid starting 
material through pipe 19, is supplied inside mixer21. 

[0018] 

Furthermore, concentration of Ba (DPM ) 
<sub>2</sub>tetraglym<sub>2</sub> of liquid starting 
material which isenclosed into starting material vessel 12 
makes for example0.i5mol/l, concentration of Sr 
(DPM )<sub>2</sub>tetraglym<sub>2</sub> of liquid 
starting material which is enclosed into starting material 
vessel 14 makes for example0.15mol/l,concentration of Ti 
(O-IPr ) <sub>2</sub> (DPM ) <sub>2</sub> of liquid 
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[0020] 
% 24 
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[0021] 
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*ttl&E* 26 fr&JMt* 24 l*H^A£*v6 
Ar #*|C«fcy, E* 32 LTJSKS 36 1*1 

Ar JfrOXftlCOltTI*, 200cc/min t 

— tfXftJ&Ef 38 frb, N 2 0**Xt Oj**^. 
tfl)S^**Xj:yj«ftiWtifXS, 36 A 


IHba*X<D83S*(ifl;lli 300cc/min 


[0022] 

**>\ 42 ±ic bst fluyj&sxKtttM 

*»*-r4l6©fi8IBIS 36 rt©E*li. 0.5Torr 

ftfc\l*Bia36rta)E*l* 0.5TorrlcHJ£*:h. 
St<7)-eii^<.#jjLlf 0.3~lTorr<7)iEffl-e®l: 
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starting material which isenclosed into starting material 
vessel 1 6 makes for example0.l5mol/l. 

[0019] 

for example0.05cc/min, Ti (O-IPr ) <sub>2</sub> (DPM ) 
<sub>2</sub> is melted concerning liquid starting material 
where the for example0.05cc/min, Sr (DPM ) <sub>2</sub> 
tetraglym<sub>2</sub> is melted concerning liquid starting 
material where Ba 

(DPM )<sub>2</sub>tetraglym<sub>2</sub> is melted 
concerning supply amount of these liquid starting material,, it 
makes the for exampIeO.lcc/min concerning liquid starting 
material where, in addition. 

[0020] 

Next, liquid starting material is mixed with mixer21, liquid 
starting material which is mixed issupplied inside vaporizer24 
making use of liquid pump22. 

liquid starting material which is introduced into vaporizer24 
because it is necessaryfor temperature of heater28 in order to 
evaporate to be higher than the vaporization temperature of 
liquid starting material, to set lower than decomposition 
temperature of liquid starting material, it makes for 
example240 deg C. 

[0021] 

Through pipe32 etc, with Argas which from carrier gas supply 
pipe26 isintroduced into vaporizer24, it supplies starting 
material which evaporates by vaporizer24, inside film 
forming chamber36. 

Concerning flow of Argas, it makes for example200cc/min. 

On one hand, from gas supply pipe38, oxidizing gas which 
consists of mixed gas of N<sub>2</sub>Ogas and 
0<sub>2</sub>gas, is supplied inside film forming 
chamber36. 

total flow of oxidizing gas makes for example300cc/min. 

N<sub>2</sub>Ogas which is used here to form active 
oxygen species damages easily incomparison with 
0<sub>2</sub>gas, it is a gas where oxidative strength is 
strong. 

[0022] 

Furthermore, when forming ferroelectric film which consists 
of BST film on the substrate42, pressure inside film forming 
chamber36 makes 0.5 Torr. 

Furthermore, pressure inside film forming chamber36 is not 
something which islimited in 0.5 Torr, it can set appropriately 
in range of for exampleO. 3-1 Torr. 
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N 2 0 fiXt 0 2 #7.£:<7>;g£;tfX£ffll\ Klbtf 
7.^(7) N 2 0 lixomS, W*>, N 2 0 **7><D;7!£S 

i: Oa^xrojSMirwfaiz^-r^ N 2 0 rtxaffi. 


[0023] 

BST««fcyj**fcB*tttt£JBJ*T*»£l=fc 
It -5. N 2 0 *f7.(D3t*t O 2 #X0>jjSt£<!:<7)fQ|c 

& n 2 o **xo3t*©a«iftti^icoi\r , 


H 2 14. N 2 oa"X«>3fEa£02tf*a>3S*fcG>fn 

iz$t+& n 2 o a*xa)3S*©«££aEift£L 

fc s a j) . bst si cd e n tt m % s -r 

XRD(X-Ray Diffraction)!^/ 


ftfc\xRD@»r/^->ii.K»i=xe*i!aa* 

[0024] 

El 2 <D&mt\tifk 9 0) 2 fe<Dft&X'foZ> 2 
6 <Dflt£*U **l*mK{*:lcJ:yjRStS*i* 

n 2 o isxnzamt o 2 #xffla*t©iDics*i" 

-5 N 2 0 #Z<D3t4©«£fi, 75%. 87%, 90%, 
93%, 97%<h^fc£l*fc. 

H 2 frb#fr-5«fcol::, N 2 0 Ji7,(D%tM.t 0 2 # 
X<D3SJ|tffl|aic>t-f * N 2 0 **X(7)jj5E*<Dfl] 
£A< 75%fl)if #1=14, BST 10)ffif=*HE 
■t&X'<9\'Mtt<±CXl*&ifi* (100)S^ 

(200)ffiicW(S-fSx^^t-;KiilL^ 


[0025] 

CDflllZjiff £ N 2 0 tfXOSElOilfc*, 87%, 
90%, Xli 93%tLfc**l=l4,l^1"tlt BST 

Jia>(ioo)®,(iio)E, su*(2oo)Sic^prx-f-5. 
tot, ctib©ti^ici4. aw^p^x^-r 

h*iftS*-r-B BST *jW»S>*lTH*fc%;i.e> 
[0026] 
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formation method of ferroelectric film, ratio of 
N<sub>2</sub>Ogas in oxidizing gas. namely, issornething 
which is feature in setting ratio of flow of the 
N<sub>2</sub>Ogas for sum total of flow of 
N<sub>2</sub>Ogas and flow of the 0<sub>2</sub>gas 
appropriately with this embodiment making use of mixed gas 
of the N<sub>2</sub>Ogas and 0<sub>2</sub>gas as 
oxidizing gas which is introduced from gas supply pipe38. 

[0023] 

When ferroelectric film which consists of BST film is formed 
you can put, youexplain concerning appropriate ratio of flow 
of N<sub>2</sub>Ogas forsurn total of flow of 
N<sub>2</sub>Ogas and flow of 0<sub>2</sub>gas,making 
use of Figure 2. 

Figure 2 is XRD (X-Ray Diffraction ) diffraction pattern 
which shows, crystalline state of BST film when ratio of flow 
of N<sub>2</sub>Ogas for sum total of flow of 
N<sub>2</sub>Ogas and flow of 0<sub>2</sub>gas is set 
appropriately. 

Furthermore, XRD diffraction pattern can irradiate X-ray to 
specimen, canacquire by measuring intensity of scattering 
X-ray. 

[0024] 

abscissa of Figure 2 shows value of 2;th which are of the 
incidence angle;th a angle 2 -fold, vertical axis has shown 
x-ray intensity which isreflected by test sample. 

flow, of N<sub>2</sub>Ogas and ratio of flow of 
N<sub>2</sub>Ogas for sumtotal of flow of 
0<sub>2</sub>gas changed, 75%, 87%, 90%, 93% and 97%. 

As understood from Figure 2, when ratio of flow of 
N<sub>2</sub>Ogas forsum total of flow of 
N<sub>2</sub>Ogas and flow of 0<sub>2</sub>gas is75%, 
spectrum which corresponds to (1 10) plane of BST layer 
occursstrongly, but (100) plane and spectrum which 
corresponds to (200) surface are weak. 

[0025] 

Vis-a-vis this, when flow of N<sub>2</sub>Ogas and ratio of 
flow of N<sub>2</sub>Ogas for sum total of flow of 
0<sub>2</sub>gas, 87%, 90% or 93%it does, in each case 
(100) plane, (110) plane, of BST layer and the spectrum 
which corresponds to (200) surface occur strongly. 

Therefore, in these cases, it is thought that BST layer 
whichpossesses satisfactory perovskite structure is acquired. 

[0026] 

In addition, when flow of N<sub>2</sub>Ogas and ratio of 
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Mf6 N 2 0 **XO;jSEM(7)IlJ^^ 91VotUz^ 
Ml*. BST 1(7)(1 l0)ElCft|£-t37/^;i,|£ 
a<4i:Tl*SA«, BST !<7)(100)®-£(200)ffi[C 


iSot, 13 2 ir^f XRD [5]&T/\^->^b. a 
Rfc BST B<J:iJj$*ft£gtftfl($$£*:tf>|z 
li, N 2 0**X<DSMt0 2 **7.CD;7it*<t:rofnic^ 
-f3 N 2 0 #*fl>3tt*©tl6*, 75%ia±, 97% 

[0027] 

BSTK£i-jJiK&ffiffittftffi68$fl$Ji&r6 

»a>a<j!ft»ttaiti=oi,\Tia 3 ^E^rui 

0 3 1*. gj£;g£££<b£t!-f-i§£<D BST fll 
©ttftttlBSSI" xrd @Sf/<$— :/-cft5. 

SfcSJf £ 440 deg C. 450 deg C. 460 deg C t 
LT, -ttl-ftlOS^lZOl^T XRD 08f/<dt 

ffl 3 b#frS«fc?l::, StSSJt 440 deg C 0i§ 
^lzii,BST jgoesizasHfc-fSX'^HU* 
frf^LTHfbftTl^l^ S1g;£Jt 450 
deg C OT^^IZli BST RfflfSBKJtlfrf 4* 
^NU*<^<#btlTfcy. 460 deg C T*l* 

bst Ko>isai=*ns-rs^'<^f>;n6<Mi=*# 

BST KS»fiEr*f=«)l=l*.S<fijajS* 440 

deg c ja±ica^-r*^SA<fc-5t%i?>*i. 

•So 

[0028] 

C<D«fc5l::JSfiaft£440 des C J2l±l=K£-f 
tltf,*n?***h«ift£*VSBSTflUyjji 
ftXRVftfit 68 &1&tiLT*z.b& 1 simvt3&b 

lffla$Lfc«fc?lc. J5jBT?BSTflt£»fiM"4i, T 
»*ffi66WJ7!62 fr'^tLTLf^frbT* 


m 4 14, /<'J7l 62 tTSPlfil 66 tSJ&jaLfc 
56 t©|B|fl)3>$^l-iSSt**Lfctfl)T?fc 

mm*. Tsusa 66 tmv&v? se tnm* 
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flow of the N<sub>2</sub>Ogas for sum total of flow of 
0<sub>2</sub>gas 97% are done, the spectrum which 
corresponds to (1 10) plane of BST layer occursstrongly, but 
(100) plane of BST layer and spectrum whichcorresponds to 
(200) surface do not occur for most part. 

Therefore, in order from XRD diffraction pattern which is 
shown in Figure 2, toobtain ferroelectric film which consists 
of good qualityBST film, it is thought that ratioof flow of 
N<sub>2</sub>Ogas for sum total of flow of 
N<sub>2</sub>Ogas and flow of 0<sub>2</sub>gas, is set 
appropriately in range under 75%or more, 97% is desirable. 

[0027] 

When next, forming ferroelectric film68 which consists of 
BST film, concerningappropriate substrate temperature you 
explain making use of Figure 3. 

Figure 3 substrate temperature is XRD diffraction pattern 
which shows crystalline state of BST film when it changes. 

With substrate temperature as 440 deg C, 450 deg C, 460 deg 
C, when it is each one, being attached, itmeasured XRD 
diffraction pattern. 

Way you understand from Figure 3, in case of substrate 
temperature440 deg C, spectrum which corresponds to crystal 
of BST film is acquired barely only. In case of substrate 
temperature450 deg C spectrum which corresponds to crystal 
of the BST film is largely acquired, with 460 deg C spectrum 
which correspondsto crystal of BST film is largely acquired 
furthermore. 

In order from result, to form satisfactory BST film of 
perovskite structure^ is thought that it is necessary to set 
substrate temperature to 440 deg C or greater. 

[0028] 

This way if substrate temperature is set to 440 deg C or 
greater, it is thought that the ferroelectric film68 which 
consists of BST film which possesses perovskite structure is 
formedis possible , but simply substrate temperature high 
should have been madereason is not. 

As mentioned earlier, when BST film is formed with high 
temperature, because bottom electrode66 and barrier layer62 
do oxidation. 

Figure 4 after forming barrier layer62 and bottom electrode66 
is bottom electrode66 when itheated, and something which 
shows contact resistance between conductor plug56. 

abscissa between bottom electrode66 and conductor plug56 
shows current which flows,vertical axis has shown contact 
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la&ftmz 30 fttUz, 

[0029] 

*$M8ial±#J 20QT?fcy. 450 deg C T'ML 

*lTl**J&<»500 deg C X'MLtz^lZlt^ 
65-88 Qt3>$«^hfttaA<±*LTL*orU 

■So 

ZOZtfrb. 500 deg C?IJt<75iS;gT*BSTflIJ; 
y 68 S»J«Lfc»*lCli, T» 
ttS 66 tSH*^f 56 £j&<»fl:LTL*5fc 
to. T»*« 66 tmfoZf^y 56 tODMfla:/* 

[0030] 

ttoT.E4^6ttW-f4t,BST««feyfifc*K 
RVttll 68 SfiEflt-fSIBKtt.Sftiafi* 

500 deg C HMtt &!&g#fcy, 460 deg C tl 


•tLT.H3iz*Lfces&i;ia4iz*Lfce« 

i*M 68 £ JgfigrSIKI^tt, S1£;SJ££ 440 deg 
C 0Lt. 500 deg C *3lfl)Kffll::|ft£-t-5&S 
36<fcy, StSiSJt 450 deg C-460 deg C T'fctl 


[0031] 

^0*5f=LTBST««fcyji£*KR*tt:«68 

«*fiMF*t4A<. BST H. iH*,[Ba X) Sr (1 . X )]Ti03fiI 
(D Ba ©ffijfctfc X I*, X=0~0.7 (DicffiTigtlS 

Ba oierittt x £ o.7 «ky*#<Lfcii^icii. 

*y»fflr<DJ*«A<#lfi:fcy, 38!« 

<*HT*fc£ BaTi0 3 UlCifimUittatffcbfr 


[0032] 

Ba Omfiltt X * 0. SiTiOjfllfcLfc 

«*i=ii. tfctt** 200 ff ftaftKttftH 68 

8 £ffl^Tl&Bfl-f -S. 
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resistance. 

Furthermore, heating time made 30 min. 
[0029] 

When unheated, namely heating was not done, as for contact 
resistance when withapproximately 20:oa, it heats with 450 
deg C, approximately 30:oa andsatisfactory contact resistance 
are acquired, but when it heats with 500 deg (^approximately 
65 - 88:oa and contact resistance have risen. 

When from now on, ferroelectric film68 which consists of 
BST film with high temperature of 500 deg Cextent was 
formed, because bottom electrode66 and conductor plug56 
oxidation itdoes, it is thought that contact resistance between 
bottom electrode66 and conductor plug56 rises, 
semiconductor device which possesses satisfactory electrical 
property is produced becomes difficult. 

[0030] 

Therefore, when it examines from Figure 4, when film 
formation doing the ferroelectric film68 which consists of 
BST film, if it is necessary to designate the substrate 
temperature as under 500 deg C and they are 460 deg C or 
less, it is thoughtthat furthermore it is desirable. 

When and, you think comprehensively from result which is 
shown in Figure 3 and result which is shown in Figure 4, 
when forming the ferroelectric film68 which consists of BST 
film, if it is necessary to set substrate temperature to range 
under 440 deg C or greater, 500 deg C and it is a substrate 
temperature450 deg C-460 deg C, it is thought that itis 
desirable. 

[0031] 

ferroelectric film68 which consists of BST film this way is 
formed, but it canset composition ratioX of Ba of BST film, 
namely [Ba<sub>X</sub>,Sr<sub> (1 -X ) </sub> ] 
TiO<sub>3</sub>film, appropriatelyin range of X=0~0.7. 

When composition ratioX of Ba it enlarges than 0.7, film 
formation at, ahigher temperature becomes in addition, means 
necessary, with that the property which closely resembles to 
BaTiO<sub>3</sub>film which is a ferroelectric film 
appears. 

[0032] 

In addition, when composition ratioX of Ba 0, namely it 
makes SrTiO<sub>3</sub>film,ferroelectric film68 of 
dielectric constant200extent can be acquired. 

Next, you explain making use of Figure 5 to Figure 8 
concerning manufacturing method of the semiconductor 
device which uses formation method of ferroelectric film 

...u:„u a u :~a 
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[0033] 

Sf .0 5(a)IC*-r«fc5l-. LOCOS(LOCal 
Oxidation of Silicon);4lZ«fcy. v'J^SffiT'fc 

42 ±<DSBil::* : HI«£IIS-r5* : ?- 

si 46 A<»fiE*4xfcy-haa 48 1. v-x/ku 

-f >ffi»Ji 50a, 50b <t££-f -5r-7>vX$£ffc 
fiEf 5(0 5(a)#BB) c 

[0034] 

±(BI=. CVD J£l=«fcy, v'J=i>gHbm: 

yjs&iifiiiteisE! 52 s»fiE-r*(H 5(b)#K) 0 


mmmm 52 ch^v^rov-x/ 
Ku-r >«i»H 50b i=a-r43>^h*-;u 54 

*»fiEr-S(0 5(c)#ra )o 

3felC ±ffilz. CVD;£lcJ:y, /K'J2/'J=]>»(0 

[0035] 

CMP Jil=J:y. Jiffl&ftlBt 52 OgffiA* 

C 4x I c J: y , ? h*— ;u 54 ft IctK'J -> U =i > 
HJ^MSaH*?^ 56 A<»fiE**iSCZtt3Ej: 
6(13 6(a)#BB). 

X/^aiZ«fey, fllJI 20nm <D 
Ti 111 58 &1t$ffc?& 0 

X'W&mt. Z-fvh* Ti, A8t/<9-£ 
500W, Sffi;£j££ 300 deg C^/\'^ij*Xj 
Ar, f$.mMPW1±jl$: 5mTorr tt*::ij&«-e# 

■So 

[0036] 

$L\Z % X/^&l-cW, HI5 50nm © 

TiNlS60S»rit-rS. 

X/^grftli, Ti, AW/^-£ 

5kW, 300 deg C, X/\°-;/$tfX£ Ar 

SJ/ N 2 , J5£J!IE;fl£ 5mTorr <t-T€)Zi:A<T'# 

-So 

Z?LT, Ti H 58 RlSTiNm60Mf$.&/*)7 
M 62 AWteftSZttft-So 
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which description above isdone. 

Figure 5 to Figure 8 is step sectional view which shows 
manufacturing method of semiconductor device with the this 
embodiment. 

[0033] 

First, as shown in Figure 5 (a ), element-isolating ftlm44 
which demarcates element region to surface on substrate42 
which is a silicon substrate with LOCOS (LOcal oxidation of 
Silicon ) method, isformed. 

Next, in element region, transistor which possesses gate 
electrode48 and source/drain diffusion layer50a, 50b where 
sidewall insulating film46 was formed to side face is formed 
(Figure 5 (a ) reference). 

[0034] 

Next, in entire surface, interlayer insulating film52 which 
consists of silicon oxide film with the CVD method, is formed 
(Figure 5 (b ) reference). 

Next, in interlayer insulating film52, contact hole54 which 
reaches to source/drain diffusion layerSOb of transistor is 
formed (Figure 5 (c ) reference). 

Next, in entire surface, polysilicon layer (not shown ) is 
formed with CVD method. 

[0035] 

Until next, surface of interlayer insulating film52 exposes 
with CMP method, polysilicon layer is ground. 

Because of this, it means with that conductor plug56 which 
consists of the polysilicon layer inside contact hole54 is 
formed (Figure 6 (a ) reference). 

Next, in entire surface, Ti film58 of film thickness20nm is 
formed with sputtering method. 

sputter condition target Ti, incident power 500 W, substrate 
temperature 300 deg C, sputter gas candesignate pressure 
inside Ar, film forming chamber as 5 mTorr. 

[0036] 

Next, in entire surface, TiN film60 of film thickness50nm is 
formed with sputtering method. 

sputter condition target Ti, incident power 5 kW, substrate 
temperature 300 deg C, sputter gas candesignate Ar and 
N<sub>2</sub>, film formation pressure as 5 mTorr. 

In this way, it means with that barrier layer62 which consists 
of Ti film58 and TiN film60 is formed. 


Page 14 Paterra® InstantMT® Machine Translation (U.S. Pat. Sen No. 6,490,548; Pat. Pending Ser. No. 10/367,296) 


JP2000091333A 


2000-3-31 


ZO/VJTM 62 It. J&IgT?/<'J7» 62 
±lC»fiE*tl* RuS 64 *^/^f XtlCffittf 

[0037] 

iWJ§ 62 ±|C. X/^^|ZJ:y % BtflL 
500nm <D Ru 1 64 Z&f&t&o 

X/^ftfrlt, Ru, Atf/<9— £ 

lkW.SfiSS* 300 deg C.X/^$#X£ 
Ar.fi£KEA£ 5mTorr t1-*Zi:^T?t5(EI 
6(b)#fi5) 0 

*lC.^MJV^^ftffi|Cj:U,Ru 1 64 £ 
/^-->^L, Ru M 64 <feyfiESTaJ«ffi 66 

[0038] 

&lz s 66 £TX^i:LT. /<«J7jf 62 

SX^>^-T5(0 7(a)*BB). 



[0039] 

WiRi«ffi(D»«lz§BPLfc^^;u- 

-7X£(BS1*-f)£ffll*T, 0O.5mmTJSJl 
30nm (Dttftmm 70 £fK/£-f & 0 

ZdLT, T^mm 66, 68, *f 

& 70 *yj££**/<S/£ 72 S^-T4*3ISfi» 
!BlcJ:Siii3lftgiB^fflfi**i-5Ctt3&:*(ia 


«8l[i**/<*>$a>TSJWi 66 t»|R|«ffi 70 
t<D|Bllcj!iPiSWftl*E$*L-Cfcy, $»f* 
72 ©TpBEIS 66 tWfilWl 70 £ 

0 9 14. SfiSS 450 deg C. N 2 0 UX<D 
SSfifc 0 2 ffX<D3S[4£<D«lc*trS N 2 0 #X 
<D;)fEM<DSil££ 90%<tLrBlga{*flI 68 
fi£Lfcii£©**/<$/$ 72 ©y-{?«3S[T?fe 

'So 


Furthermore, as for this barrier layer62, Ru layer 64 which is 
formed on barrier layer62 with postprocessing is something in 
order to prevent factthat scattering it does in device. 

[0037] 

Next, on barrier Iayer62, Ru layer 64 of film thickness500nm 
is formed with the sputtering method. 

sputter condition target Ru, incident power 1 kW, substrate 
temperature 300 deg C, sputter gas candesignate Ar, film 
formation pressure as 5 mTorr, (Figure 6 (b ) reference). 

Next, Ru layer 64 patterning is done with photolithography 
technology, bottom electrode66 whichconsists of Ru layer 64 
is formed. 

[0038] 

Next, barrier layer62 etching is done with bottom electrode66 
as mask, (Figure 7 (a ) reference). 

As next, shown in Figure 7 (b ), in entire surface, ferroelectric 
film68 which consistsof BST film of film thickness lOOnm is 
formed. 

It can form ferroelectric film68, with this embodiment which 
description above isdone with formation method of 
ferroelectric film. 

[0039] 

Next, counterelectrode70 of the;ph 0.5 mm, film 
thickness30nm is formed making use of metals ** mask (not 
shown ) which aperture is done to shape of counterelectrode. 

In this way, it means with that semiconductor device is 
produced with this embodiment which possesses capacitor72 
which consists of bottom electrode66, ferroelectric film68, 
counterelectrode70 (Figure 8 reference). 

(leakage current ) Next, you explain with this embodiment 
making use of Figure 9 concerning leakage current of 
capacitor of semiconductor device. 

Figure 9 is chart which shows leakage current of capacitor of 
semiconductor device with this embodiment. 

abscissa has shown bottom electrode66 of capacitor and 
applied voltage which isadded between counterelectrode70, 
vertical axis bottom electrode66 of capacitor72 and between 
counterelectrode70 has shown leakage current which flows. 

Furthermore, Figure 9, 90% doing flow of substrate 
temperature450 deg C, N<sub>2</sub>Ogas, and theratio of 
flow of N<sub>2</sub>Ogas for sum total of flow of the 
0<sub>2</sub>gas is leakage current of capacitor72 when it 
formed ferroelectric film68. 
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[0040] 

As understood from Figure 9, as for leakage current of 
capacitor72 in the applied voltage 1 V with approximately 5 
X lO<sup>-7</sup>A/cm<sup>2</sup>extent, satisfactory 
result is acquired. 

In addition, when dielectric constant of ferroelectric film68 of 
this semiconductor device was measured, 146 quite high value 
acquired. 

(coverage of ferroelectric film ) Next, you explain with this 
embodiment making use of Figure 10 concerning coverage of 
ferroelectric film68 of semiconductor device. 

Figure 10, flow of N<sub>2</sub>Ogas and ratio of flow of 
N<sub>2</sub>Ogas for sum total of flow of 
0<sub>2</sub>gas 70%, 80% and 90% is the chart which 
shows, coverage characteristic of ferroelectric film68 when it 
changes. 

[0041] 

In Figure 10, abscissa has shown separation distance, 
so-called pulling out width of the bottom electrode which is 
adjacent, vertical axis has shown coverage of ferroelectric 
film68. 

Furthermore, thickness of ferroelectric film68 of top of 
bottom electrode66 youdisplay coverage, with thickness of 
ferroelectric film68 of side face of the a, bottom electrode66 
as b, with (b/a )X 100%. 

In addition, height of bottom electrode66 made 0.8;mu m. 

In addition, when forming ferroelectric film68 which consists 
of BST Film, the substrate temperature made 450 deg C. 

[0042] 

When when ratio of flow of N<sub>2</sub>Ogas for sum 
total of the flow of N<sub>2</sub>Ogas and flow of 
0<sub>2</sub>gas is 70%, separation distance of the bottom 
electrode66 which is adjacent to 0.5;mu m decreases it has 
decreased to coverage55%extent, but when ratio of flow of 
N<sub>2</sub>Ogas for sum totalof flow of 
N<sub>2</sub>Ogas and flow of 0<sub>2</sub>gas is 80% 
and 90%, separation distance of bottom electrode66 which is 
adjacent becoming narrow toapproximately 0.5;mu m, 
decrease of coverage does not occur. 

[0043] 

Therefore, from result, by fact that ratio of flow of the 
N<sub>2</sub>Ogas for sum total of flow of 
N<sub>2</sub>Ogas and flow of the 0<sub>2</sub>gas is 
set to appropriate value, coverage of ferroelectric film68 it 
isthought that it can improve. 
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By way, above-mentioned way, in order to form ferroelectric 
film68 whichconsists of satisfactory BST film with low 
temperature, flow of the N<sub>2</sub>Ogas and ratio of 
flow of N<sub>2</sub>Ogas for sum total of the flow of 
0<sub>2</sub>gas are designated as range under 75% or 
more, 97%, it isdesirable , but as understood from Figure 10, 
When flow of N<sub>2</sub>Ogas and ratio of flow of 
N<sub>2</sub>Ogas forsum total of flow of 
0<sub>2</sub>gas are designated as range under75% or 
more, 97%, it is thought that quite satisfactory coverage 
isacquired. 

[0044] 

Furthermore, furthermore, making aspect ratio of bottom 
electrode66 high up to 5,when it measured coverage of 
ferroelectric film68, with this embodiment 88% it 
couldacquire satisfactory coverage which you say. 

Namely, with this embodiment, ferroelectric film68 which 
possesses satisfactory coverage can be formed even with 
when aspect ratio of bottom electrode66 is madehigh. 

[0045] 

Therefore, according to this embodiment, and forms 
ferroelectric film which consistsof satisfactory BST film with 
low temperature to be possible,furthermore, it can improve to 
coverage characteristic. 

This way, because ratio of flow of N<sub>2</sub>Ogas for 
sum total of flow of N<sub>2</sub>Ogas and flow of 
0<sub>2</sub>gas making use of the N<sub>2</sub>Ogas 
and 0<sub>2</sub>gas according to this embodiment, as 
oxidizing gas, is setappropriately in range under 75% or more, 
97%, bottom electrode and barrier layer form ferroelectric 
film which consists of BST film with temperature which 
extent which oxidation is not done is low to be possible, In 
addition, ferroelectric film which consists of BST film with 
thesatisfactory coverage can be formed. 

[0046] 

As for [modified working example shape ] this invention 
various deformation is possible not just theabove-mentioned 
embodiment. 

With for example above-mentioned embodiment, ferroelectric 
film configuration was donewith BST film of single layer, but 
only single layer does not become, the configuration is 
possible to do ferroelectric film with laminated film of BST 
film. 

In addition, with above-mentioned embodiment, ferroelectric 
film which consistsof BST film was used, but BST film 
furthermore, making use of the SrTiO<sub>3</sub> (ST ) 
film which does not include Ba it is good. 
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[0047] 

In addition, with above-mentioned embodiment, ferroelectric 
film configuration wasdone with BST film of single layer, but 
only single layer does not become,configuration is possible to 
do ferroelectric film with laminated film of BST film and ST 
film. 

[0048] 

[Effects of the Invention] 

Because ratio of flow of N<sub>2</sub>Ogas for sum total of 
flow of N<sub>2</sub>Ogas and flow of 0<sub>2</sub>gas 
making use of N<sub>2</sub>Ogas and 0<sub>2</sub>gas 
sort above, according to this invention, as oxidizing gas, is 
setappropriately in range under 75% or more, 97%, bottom 
electrode and barrier layer form ferroelectric film which 
consists of BST film with temperature which extent which 
oxidation is not done is low to be possible, In addition, 
ferroelectric film which consists of BST film with 
thesatisfactory coverage can be formed. 

[Brief Explanation of the Drawing(s)] 

[Figure l] 

It is a conceptual diagram which shows CVD device of 
solution evaporation type. 

[Figure 2] 

Ratio of N<sub>2</sub>Ogas in oxidizing gas it is a XRD 
diffraction pattern which shows crystalline state of BST film 
when it changes. 

[Figure 3] 

substrate temperature it is a XRD diffraction pattern which 
shows crystalline state of BST film when itchanges. 

[Figure 4] 

It is a chart which shows change of contact resistance with 
heating temperature. 

[Figure 5] 

It is a step sectional view (That l) which shows 
manufacturing method of semiconductor device with one 
embodiment of this invention. 

[Figure 6] 

It is a step sectional view (That 2) which shows 
manufacturing method of semiconductor device with one 
embodiment of this invention. 

[Figure 7] 

It is a step sectional view (That 3) which shows 
manufacturing method of semiconductor device with one 

i * ~r *u:~ : 
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embodiment of this invention. 
[Figure 8] 

It is a step sectional view (That 4) which shows 
manufacturing method of semiconductor device with one 
embodiment of this invention. 

[Figure 9] 

It is a chart which shows leakage current of capacitor. 
[Figure 10] 

It is a chart which shows coverage characteristic of 
ferroelectric film. 

[Explanation of Symbols in Drawings] 
10 

liquid raw material supply device 
12 

starting material vessel 
14 

starting material vessel 
16 

starting material vessel 
18 

N2gas supply pipe 
19 

pipe 
20 
pipe 
21 

mixer 
22 

liquid pump 
24 

vaporizer 
26 

carrier gas supply pipe 
28 

heater 
29 
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30 
32 

Eg 

34 

36 

ARM 

38 

40 
42 

SIS 

44 

46 

48 

50a 

50b 

52 

54 

56 

58 

Till 
60 

TiNSl 


variable valve 
30 

porous metal plate 

32 

pipe 

34 

heater 
36 

film forming chamber 
38 

oxidizing gas supply pipe 
40 

shower head 
42 

substrate 
44 

susceptor 
46 

sidewall insulating film 
48 

gate electrode 
50a 

source/drain diffusion layer 
50b 

source/drain diffusion layer 
52 

interlayer insulating film 
54 

contact hole 
56 

conductor plug 
58 

Ti film 
60 

TiN film 
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Drawings 
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62 

barrier layer 
64 

Rul 
66 

bottom electrode 
68 

ferroelectric film 
70 

counterelectrode 
72 

capacitor 
[Figure 1] 
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[Figure 2] 
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[03] [Figure 3] 
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[Figure 4] 
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[Figure 5] 
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[Figure 9] 
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[Figure 7] 
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[Figure 10] 
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